TITRATIONS
. UV-vis titration of ImC60 from a concentrated 1,2-dichlorobenzene solution into a 1 µM solution of 1 in CH2Cl2: absorption spectral changes (A) and absorbance changes at 434 nm following titration (B). The spectra represent 1 mM solutions of complexes 1-2 in the presence of 10 equiv. of ImC60.
COMPUTATIONAL
DFT calculations were performed using the Amsterdam Density Functional (ADF2013.01) suite on a 16-core Parallel Quantum Solutions (PQS) computational cluster. The model for complex 1 was initially based on the crystallographic coordinates of its solid-state structure. Geometry optimizations were made without restraint in the ADF GUI using basis sets containing triple-ζ functions with two polarization function (TZ2P), and the local density approximations of Becke 1 and Perdew. 2 This was followed by single point calculations using triple-ζ functions with two polarization functions (TZ2P) and the PBE-hybrid (PBE0) functional by Ernzerhof-Scuseria 1 and by Adamo-Barone. 2 Kohn-Sham representations of frontier orbitals were generated by the ADF 2013.01 GUI. Electron density plots with electron density potential mapped onto them for complexes 1 and 2 were calculated at the PBE-hybrid (PBE0) level of theory and mapped with the 0.03 e -/Å 3 isodensity value.
Single point calculations of the orbital energy levels of complexes 1 and 2 show that coordination of chloride to Rh I raises the metal's dz 2 orbital energy and places it between the antenna frontier orbitals, thus giving rise to quenching via PeT in the excited state. The relative energy levels follow the same order established via electrochemical characterization. 26  28  30  32  34  36  38  40  42  44  46  48  50  52  54  56  58  60  62  64  66  68  70  72  74  76  78  80 f1 ( 
